SUPPLEMENTARY EXPERIMENTAL DETAILS

Synthesis of poly(L-lactide)-b-poly(AOMEC)-b-poly(L-lactide) (PLLA-b-PAOMEC-b-PLLA)
. PAOMEC (50 mg, 3.2 μmol, M n = 15,800 g mol -1 ) and L-lactide (42 mg, 300 μmol) were dissolved in CDCl 3 (500 µL).
DBU (1 mol% to lactide) was then added to catalyse the polymerisation of lactide. The polymerisation was monitored by 1 H NMR spectroscopy. At completion, the polymerisation was quenched by addition of acidic Amberlyst A15 ion exchange resin. The resulting copolymer was then purified by repeated precipitations into cold n-hexane to yield pure PLLA-b-PAOMEC-b-PLLA. 1 (CH 3 -CH-C(O), 7.3 (CH 3 -CH 2 -C). M n = 29,400 g mol -1 (determined by 1 H NMR, 400 MHz, CDCl 3 ). M n = 30,100 g mol -1 , Ð M = 1.12 (determined by SEC using RI detection and CHCl 3 as eluent).
Synthesis of PAOMEC-b-PEG-b-PAOMEC.
PEG (40 mg, 2 × 10 -5 mol, M n = 2,000 g mol -1 , Đ M = 1.04) and AOMEC (200 mg, 1 mmol) were dissolved in CDCl 3 (250 μL). DBU (5 mol% to monomer) and thiourea (5 mol% to monomer) catalysts were dissolved in the same solvent (250 μL) in a separate vessel and added to the initiator/monomer solution. The conversion of AOMEC to PAOMEC was monitored by 1 H NMR spectroscopy. At 80% monomer conversion, the polymerisation was quenched by addition of acidic Amberlyst A15 ion exchange resin. The resulting copolymer was then purified by repeated precipitation into cold n-hexane to yield pure PAOMEC-b-PEG-b-PAOMEC. 1 H NMR (400 MHz, CDCl 3 ): Post-polymerisation functionalisation of PAOMEC with 1-dodecanethiol (DDT). PAOMEC (20 mg, DP 20, 5 μmol) and 1-dodecanethiol (2 equivalents to polymer alkene groups, 202 mg, 1 mmol) were dissolved in 1,4-dioxane (0.4 mL). The radical photoinitiator, 2-benzyl-2-(dimethylamino)-4′morpholinobutyrophenone (0.37 mg, 1 μmol) was dissolved separately in the same solvent (0.1 ml) and added to the polymer/thiol solution. The solution was then transferred to an NMR tube, sealed, placed in a UV light box and irradiated with light (λ = 365 nm) for 30 minutes. The functionalised polymer was purified by repeated precipitations into cold methanol to yield the purified product. 1 H
, 29.8-28.9 (O-CH 2 -CH 2 -CH 2 -S-CH 2 -(CH 2 ) 10 -CH 2 -CH 3 ), 22.8 (CH 3 -CH 2 -C, S-CH 2 -(CH 2 ) 10 -CH 2 -CH 3 ), 14.3 (S-CH 2 -(CH 2 ) 10 -CH 2 -CH 3 ), 7.7 (CH 3 -CH 2 -C). For DP 24 polymer, M n = 9,000 g mol -1 (determined by 1 H NMR, 400 MHz, CDCl 3 ), M n = 10,600 g mol -1 , Ð M = 1.13 (determined by SEC using RI detection and CHCl 3 as eluent).
Post-polymerisation functionalisation of PAOMEC with 3-mercaptopropionic acid (3-MPA).
Functionalisation of PAOMEC with 3-mercaptopropionic acid (3-MPA) was carried out using the method described for the functionalisation of PAOMEC with DDT, with the exceptions of the use of ten equivalents of thiol to alkene groups, and purification which was carried out by repeated precipitations into cold n-hexane. 1 H NMR (400 MHz, (CD 3 ) 2 CO): 
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CH 2 -CH 3 ), 0.87 (t, 3 J H-H = 7.6 Hz, 6H, CH 3 -CH 2 ). For DP 79 polymer, M n = 24,800 g mol -1 (determined by 1 H NMR, 400 MHz, (CD 3 ) 2 CO), M n = 19,800 g mol -1 , Ð M = 1.10 (determined by SEC using RI detection and DMF as eluent).
Post-polymerisation functionalisation of PAOMEC with benzyl mercaptan (BnSH). Functionalisation of PAOMEC with benzyl mercaptan was carried out using the method described for functionalisations 
